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* Y, Hanowsek. Collection Corchostov, Chem. Communic: 
tions 6, 225-3O( 104) ; od. C. A. 26, B02 PRNH;, (1.5 


pal barn dion br Et el halen ater 
xylate (0.3 .) for e,, grave Uf l-pheas 4° 
dine d-carberytie acid (1) ws ie pes m. Bhi thet 
BI Ok); free wekd ma LITT (leotn ale): HRs sull, m 
BIR AN? (from 14:0); -picrem, 1. W7* (decumpn.) (from 
MeOH). 1O1.7-¢.), beated at Ln? ina sealed tube Phe. 5 
paith el (8°g.). gave 2.0 4. of the methiodide (ppt. 
S foo ale. soli. by Bt,0), devomps. {sn°, which was 
oxidized by “AgrO to the methybetaine (11), mm. oes* 
{pptd. from MeOH by E1nO ot McCO). Hi, heated at 
fow pressure and oy4)-300°, changed ints tbe Me ester oA, 
m. 46° (from petroteum ether). The nunher liquor {roms 
the anilide ytelded 10.6 g. I -phenyl-3-( G-phenylamirncte 
ethyl) pyrrolidene-2 (1IB), 11. 128-9° (from alc.). HE was 
also obtained (159% yick!) by boiling 3-(d-bromocthyl)- 
butyrolactone (0.08 mol.) with PHNH, (0.5 mold. U 
was net decompd. by beating & hrs. at 168° in a sculed 
tube with excess HBr, but gave the Har salt m, Ee ve 


(from MeOH). Alm. ps, uncor. 
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eran one (hs 
i . "Hy 
{ By. 2 | 7 


M . P. Benay 


~ Couete (ket 


wh CO GO & me w@ A 
° 


chen 
weteeseis INDE 2 


METALLEECH AL LITERATURE CLASS Cation ger: 


asSa.stia 
Ceri stwine 


pdow OTe eae 


APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R000617910001-6" 


BE PROVED FOR RELEASE: (ae) 200s CIA-RDP86- punts hooder 21000: 6 


eal Roeser UAH cesT Ee I PER ee AE en 


HANDLES €, a 


B&ect of pH on with Rriochrome Bleck T. 
Hanousck and Z. pale. Ces. Listy 48, 227( sot 
ais and KryRofova, C.A. 48, 4344i.— Doubts ure expressed 
ubout the correctness of the Eriochrome Black T formula and 

the amt. of chrome fized by the dye. M. Hudlicky 
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"Oxidation of the leuco base of malachite green by means of sodiun 
bichromate in the presence of oxalic acid, In German." 


p. 473 (COLLECTION OF CZECHOSLOVAK CHEMICAL COMMUNICATIONS. SBORNIK 
CHECKSHOSOLVATSKIKH KH“ICHESAIKH RABOT. -- Praha, Czechoslovaka. ) 
Vol. 22, No. 2, April 1957 


SO: Monthly Index of East European Accession (EKAI) LC, Vol. 7, No. 5, May 1958 
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CZECHOSLOVAKIA / Organic Chemistry, Synthctic Organic Chomistry, 6-2 


RZhKhim,, No 10, 1958, No 32426 


: Vitozslav Hanousgky. Niroslav Matrka, 


Not givon 
Dissociation of Hiphansuutsana teat ) ~bi s-dimothylimmonium 
in i.quoous Modiun [si sic , 


Chom, listy, 1957, 51, No 2, 341348; Sb, chokhosl, khin, 
rabot, 1957, 22, No 5, 1464-1472, 


Tho spontanoous dissoointinn of divhonoquinono=(4,+! )= 
bis-dimotylimmonium sulfoto (I) in acid and alknlino modia 
was studied, In both casos the I solution wns filtored after 
having aged 48 hours ond aftor tho alknlization of the noid 
solutions CH,0 was dotectod in tho filtrate, The prooipi- 
tato was trontod with n=CH3CgH4S02C1 in CcHsl, oftor which 
n,n! =/CgH,N(CHz)> 7(II) and amixturo of substancos wore 
‘soparatod, n,n'=(CH 3)aNc, H,C gH NACH )S0z0 gsCi (III) and 
n,n! fe 6H, :3(Clig )S0,C gHigCHy 7, °( (IV) woro soparatod from that 
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mixturo by chromatography on 11993, Tho yiolds of CH,0, II, 
III and IV (III and IV rocounted into nonetosylated pro= 
ducts) aré corraspondingly in %% as follows; in coid modium 
-50,5, 32.5, 14,0 and 12,0; in olknlino modium = 57,5, 44,0, 
8,5 and 6.0, Tho following mochanism of I dissociation is 
suggostod basod on the obtained results, as voll as on tho 
magnitudos of oxidation-roduction potontials of N-mothyl- and 
N,N-dimothylbonzidino, Il, n,n'-(Cgl,MICHs)5 (V) and p,n'= 
=(CH.) NC 6€ gi, NHCH (VI), which oro 6.92, 0,90, 0,87, 0,86 
and 8.86 Vv rospocti voly and vhich havo boon determined by 
votontiometric titration with Ce(30,),: I is aromatizod 

by tho subtraction of olootrons from tho inothyl group with 


tho simultanoous splitting off of a proton, Tho producod 
cation is noutralizod by OH ions in N,N,N*-trimothyl-N'~ 
-oxymothylbonzidino, which docomposos furtohr into VI and 
CH,0; VI oxidizes at tho oxponso of I to diphonoquinono~ 
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CZECHOSLOVAKIA / Organic Chemistry, Synthetic Organic Chomistry,  G=2 


ibs Jour 2 RZhkhim., No 10, 1958, No 32426 


-(4,4! )-methylimidedimothylimmoniun (VII), at’ which’ ooca- 
sion II is forming from I, VII decomposes into CH,0 and V, 
the latter oxidizos probably to diphenoquinona=(4,4' )-bis~= 
methylimide; the separation of tho dooomposition products 
of tho latter has not succoedod, n,n! =(CHs )ollC gHaCelly 
NHSOoCgH4CH; or N-tosylbenzidine (VIII) is mothylated with 
(CHz)2S0q4 in NaOH solution, III is obtained, the yield is 
87 and. 79% réspootivoly, melting point 156 to 157° (from 
alcohol), 9,5 g of III and 8 g of phenol aro boiled 8 
hours with 180 mlit of 45%~ual HBr, VI is produced, yiold 
76%. melting point 99 to 101° (from alcohol); “N-acetyl 
derivative, melting point 187° (from oleohol), The fol~ 
lowing is produced correspondingly by the methylization of 
N-acetylbonzidine (IX) or N'-acotyl-VIII (X) with (CHz) 80,8 
n,n! ~CHzCONHC gi, C gH4N(CH3) 2, yield 53%, molting point 224 to 
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- oe Soon : . 2 on = amines or iN, W a 
. ny a reed eae : “Glamines ai baits teat Hales aromatic draias i hy : 

. oe . a cohols, Jaroslav Hi | Miereeeon 
. ia 2 . : Hanousek, ee ct] oe 16, "1087, Heati ; 


; “a, 2,16 moles PANHs (1), 5. 40 moles abs. EtOH, nnd i : 
oe went "6.05 g. Raney Ni (Il) 6 hrs. to 220°, filtering, and distg, the $ 
mixt. gives 2.1% unréacted PLNE:. 7 71.8% PANHEt (KI), 
and 10.8% PhNBts. Analogously is obtained 50.0%. p-Bu- ( 
NHC.H.NHBu. An alternative method consists of hea ing 
*} mole I, 12.0 g. ante and 11,0 g. If 16 brs, to 150° with 
\W) removal ‘of HO yi ming 28) 4% 1 and 65. 1% mM. Simaly| 
M4 is obtained 71, so : L. J. Urb 
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HANQUSFK, V. 3 DOBAS, d. 


"Fluorescent derivatives of 1,2,3,-triazole. Introductory remarks." 


p- LIOL (Cheniéke Listy, Vol. 51, no. 6, June 1957, Praha, Czechoslovekia.) 


Monthly Index of East European Accessions (EEAI) LC, Vol. 7, No. 6, Jume 1958. 
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CZECHOSLCVAXIA/Organic Chemistry. Synthetic Organic Chemistry. G-2 


Abs Jour: Ref Zhur-Khim., No 13, 1958, 43397. 


Author +: Dobas Jaroslav, Pirkl Jaromir, Hanousek Vitezslav. 

Inst ee 

Title : Fluorescent Derivatives of 1,2,3-Triarole. I. Sulfonic 
Acids of Bis-Naphtho-Triazcles Based on p-Phenylene- 
Diamine, Benzidine, Benzidine Sulfone and Dianino- 
Diphenyl-Urea. II. Sulfonic Acids of Denzo~ and Naphtho- 
Triazoles Based on 4,4'-Diaminostilbene-2, 2' -Disulfonic 
Acid. III. Sulfonic Acids of Derivatives of Naphtho- 
Triazole Dased on 4-Amino-Diphenyl. IV. Color and 
Fluorescence of Some Drivatives of 2-Phenylnarhtho- 
[1,2 ]-Triazole._V. Acyl-Derivatives of 2-(3' and 4'-Amino- 
phenyl) -Naphtho-/ 1,2 /-Triazole Sulfonic Acids. 


Chem. listy, 1957, 51, No 6, 1103-1112, 1113-1121, 1122- 
1126, 1127-1135, 1136-1141. 
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CZECHOSLOVAKIA/Organic Chemistry. Synthetic Crganic Chemistry. G-2 


Abs Jour: Ref Zhur-Khin., No 13, 1958, 43397. 


Abstract: I. A number of polysulfonic acids of bis-naphtho- 
triazoles have been synthesized, which are deriva- 
tives of p-phenylene diamine, benzidine (I), ben- 
gzidine sulfone, and diaminodiphenyl-urea. Investigea- 
ted were their color, fluorescence (F) on cellulose, 
bleaching action on cotton, substantive properties, 
and absorption in ultraviolet light, with the view 
of a possible utilization of these compounds as 
optical clearing agents. It follows from a detailed 
discussion of correlations between properties and 
chemical structure that substitution in the naphtho- 
triazole ring has no effect upon substantial changes 
in optical properties, while substitution by sulfo- 
groups, chlorine, CH}- and CH,0-groups in the middle 
portion of the molecule effects considerably the 
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optical and color properties of the derivatives under 
study, all the properties being altered conconitantly. 
A considerable role in the retention of desirable 
properties of optical bleaching agents is Played by 
coplanarity of the molecule. The substances thus 
obtained are of a relatively low fastness to light. 

A solution of 0.1 mole of phenyl-diazonium chloride 
(150 ml) is added @ropwise (0-57, 0.5 hour) to a 
solution of 0.12 mole of 2-aminonaphthalene-6-sul- 
fonic acid (II) in 1.4 liters of water and 80 ml 

2.5 N solution of Na,CO3. After 2 hours at 5° the 
mixture is heated to 80 , sated out with NaCl, the 
dyestuff paste is dissolved in 2.5 liters of water 
at 60° and is oxidized by addition of 150 ml of a 
solution of NaOCl (0.13 g NaOCl per 1 ml). After 


Card: 3/3 # 
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dilution with water to 8 liters there are added 

250 ml of the NaQCl solution, and by an addition of 
NaCl 28 g No-salt of 2-phenyl-naphtho- fh, 2 | -tria- 
zole-7-sulfonic acid are salted out. The dyedtuff 
obtained by coupling 0.1 mole p-nitrophenyl diazonium 
chloride with 2-naphthylamine-5,7-disulfonic acid 
(III), is separated by salting out, dissolved in 2.5 
liters of water and oxidized with NaOCl. The resulting 
nitro-triazole is reduced according to Bechamp, with- 


out being isolated. After removal of Fe the soda 
filtrate is salted out and made acid to Congo with 
HCl (acid), to get_the mono-Na salt of 2-(4'-amino- 
phenyl) -naphtho- / 1,2/ -triazole-6,8-disulfonic acid, 
yield 78% (determined volumetrically with NaNo 2) 
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Q.05 mole of the acid are diazotized and coxpled, in 
Na,CO3 solution, with 0.05 mole III, the dye is 
salted out and oxidized with NaQ¢Gl to the tetra- 

Na salt of 1,4-bis~(2enaphtho-/ 1,2/ -triazolyl)- 
b@nzene-6', 8', 6", 8"-tetrasulfonic acid, yield 

ek g. An acid solution of 0.05 mole tetrazotized 

I is neutralized to Brilliant Yellow with a solution 
of Na,CO3 and is coupled at O with 0.05 mole IT 

in 400 mi water and 25 ml 2.5 N Na,COs. The solution 
of the monoazoedye is added dropwise at 20-30° toa 
solution of 0.07 mole III in 600 ml water and 400 nl 
pyridine, after 15 minutes 300 ml of the liquid are 
distilled off, the residue is diluted to 1.5 liter and 
oxidized (boiling for 40 minutes) with 0.22 mole 
Cusdy in 400 ml water and 300 ml 25% NHyOH. The 
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precipitated Cu-salt of bis-triazole trisulfonic 
acid is dissolved in 2 liters of 30% pyridine, 

and a saturated solution of NaCl is used to pre- 
cipitate, at 90°, 28 @ of mono-Na salt of Rare. 
bis-(naphtho-/ 1,2° -triazolyl)-diphenyl-6" ,8", 
7'"-trisulfonic acid (IV). The mono-Na salt of 

4! -bis(naphtho- /1,2/ -triazolyl)-diphenyl <5", 
g", 7'"-trisulfonic acid &s prepared analogously, 
using l-nephthylenine-},8-disulfonic acid (v) in the 
last coupling. Analogously is synthesized the mono- 
Na salt of 4,4'-bis-(naphtho- /1,2 -triazolyl)- 
diphenyl -4",7",7'" -trisulfonic acid; the last azo- 
coupling being carried out with 2-naphthylamine-3,6- 
disulfonic acid (VI). Coupling of tetrazotized I 
in Na, CO . medium with III, V or VI, and oxidation 


card: 6/#F 
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of the reshlting bis-azo-dyestuff, yielded, re- 
spectively, the tetra-Na salt of kk! -bis-(2- 
naphtho- / 1,2 / -triazolyl)-diprenyl-6",8",6"', 
8") -tetrasulfonic acid, -5",9",5"' 9" -tetrasul- 
fonic acid, and }",7"4"',7"'-tetrasulronic atid - 
Coupling of 0.01 mole tetrazotized benzidine- 
3-sulfonic acid with 2-naphthylamine-5-sulfonic 
acid (VII) in Na ,CO 3 nediun, oxidation of resulting 
dye with CuSCy in NHyOH, and salting out, ylelded 
: 7.5 g tri-Na salt of 4,4'-bis-(2-naphtho- [1,2] 
triazolyl)-diphenyl-3,6",6"'-trisulfonic acid. 
Analogously were synthesized, from penzidine-3,3'- di- 
sulfonic acid and VII, and benzidine-2, 2! -disulfonic 
acid and 2,6-naphthylomine sulfonig acid, the tri- 
Na salts of 4,4'-bis-(2-naphtho- /1,2] -trinzolyl)-di- 


cord: T/E4 
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phenyl-3,3',6",6"'~ and 2,2',7",7"'-tetrasul- 
fonic acid. Coupling of tetrazotized o-dianisi- 
dine with IIIT (gradually, in acid, neutral, and 
acetate-medium), and oxidation of the dye with 
CuSCy in aqueous pyridine, yielded_the tetra-Ne 
salt of 4,4'-bis-(2-naphtho- /1,2/ -triazolyl)- 
3,3! -dimethoxy-diphenyl-6" ,6",6"' ,8"' -tetrasul- 
fonic acid. From tetrazotized o-tolidine and ITI, 
in aqueous pyridine, was obtajned the tetrea-Na 
gait of 4,4! -bis-(Qnaphtho- /1,2/ -triazolyl)- 
3,3'-dimethyl-diphenyl-6" ,8",6"' ,8"' -tetrasulfonic 
acid. Analogously from 3,3'-dichlor-benzidine 
and III (in neutral and NoHCO; media) the result- 
ing dyestuff yielded on oxidation with CuSdy in 
aqueous pyridine, the tetra-Na salt of okt -bis- 
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(2-naphtho- /1,2/ -triazolyl)-3,3'-dichlor-diphenyl 
-6" 8" 6"! ,8"'-tetrasulfonic acid. By the action 
of COC] on di-No salt of 2-(}" -aminophenyl.)-naphtho- 
_1,2 /-triazolyl-6',8'-disulfonic acid, in water in 
the presence of NazC0O3, was obtained the tetra-Na 
salt of 4,4'-bis-(2-naphtho- /1,2/-triazolyl)-di- 
phenyl-urea-6" ,8", -6"',8"'-tetrasulfonic acid. Coupling 
of tetrazotized benzidine sulfone with III (in Na,CC3 
and oxidation with CuSO, in aqueous pyridine! yields 
the tetra-Na salt of 3,6-bis-(2-naphtho- 1,2 -tri- 
azolyL)-diphenylsulfone-6' ,8', -6" ,6"-tetrasulfonic 
acid. From 3-amino-6-acetylomino-diphenylenesulfone- 
2-sulfonie acid and VII, in a solution of CH ;CCONa, 
splitting off of acetyl by boiling with NeCGH, further 
coupling with VII and oxidation of resulting dis-azo- 
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dyestuff (CuSO+ in NHyOH), is syntr2sized the tri- 
Na salt of 3,6-bis-(2-naphtho- , 1,2 -triazolyl)- 
diphenylenesulfone-2,6',6"-trisulfonic acid. 


II. A nugber of Lluorescent derivatives of benzo-~- 
and naphtho-triazole were obtained from yt 
dinminostilbene-2, 2kdisulfonic acid (VIII). Inves- 

Y tigated were the F of these substances on cellulose, 
their color, bleaching effect on cotton, comparative 
substantive properties, and absorption in the ultre- 
violet region. From correlations between chemical 
structure and F, it follows that the F-carrier is 
the triazole ring substituted in position 2. The 
ring substituted in position 1 does not fluoresce j 
in the visible region. F develops only after 


Card : Lo/i+ 
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introduction of amino-group into the nucleus con- 
densed with the triazole ring, the latter being a 
weak chromophor of an effectiveness equal to the 
group =C«O or -CH=N-. As a result of introduction 
of amino groups there takes place a bathochromic 
shift in F and absorption. The substances prepared 
in the course of this research are faster to light 
than the naphtho-triazole sulfonic acids described 
in Communication I. A suspension of 0.025 mole 


tetrazotized VIII is added ropwise (5-10°, 30 mi- 
nutes) to a solution of 0.525 mole Na-salt of VII 
and 0.15 mole CH ;COONa in 500 ml water, the mixture 
is stirred (5-10*, 2 hours), heated to 60°, 0.075 
mole Na CO are added, stirring is continued for 
1 hour, then the batch is diluted to 2 liters, 75 ml 
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25% NHyCH and 0.1 mole CusOy in 200 nl water are 

added, the mixture is heated to 90-95° within 30 minutes, 
made acid with 70 ml concentrated HCL, at 60°, and 
galted out with NaCl to get an 85-90% yield of tetra- 
Na salt of 4,4!-bis-(2-naphtho- 1,2 -triazolyl)-stil- 
bene-2,2',6",6"' -tetrasulfonic acid (IX), utilized as 
an optical clarifying agent. If the dyestuff of 

the preceding experiment is oxidized to IX by reans 

of NaOCl, there are found on paper chromatography 
(elution with 10% NH,OH), in addition to IX, spots 
corresponding, apparently, to 2-(4' -#arbokypheny1) - 
naphtho- / 1,2) -triazole-6,3'-disulfonic acid _(Re 
0.725) and 2-(4'-formyl-phenyl) -naphtho~ /1,2/ - 
trinzole-6,3'-disulfonic acid (Re 0.47}. Standard solu- 
tion for chromatography is obtained by oxidation of 
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a 2% aqueous solution of IX with a 5% solution of 
KMn0y, at 80°. Analogously to X there is obtained 
from VIII and the corresponding naphthyl-amino 
sulfonic acids the tetra-Na salts of 4,4'-bis- 


(2-naphtho- (1,2 ] -triazolyl)-stilbene-2, e',c5", 
5"'tetrasulfo- and =2,2',7" »7'' -tetrasulfonic acid. 
Tri-Na salt of 4-amino-4'-(2-naphtho- /1,2 2 { -triazolyl) 
-stilbene-2,2',5"-trisulfonic acid is obtained by 


the previously described procedure (BIOS, 1945, Misc. 
Rep. 20, Appendix 15). On interaction 4 -nitro-benzoyl 
chloride with X in aqueous solution at 80°, in the 
presence of CH,COONa, there is obtained, after re- 
duction according to Bechemp and salting out, the tri- 
Na_salt of k-(p-amino-benzoylamino) -)' .(2-naphtho- 

/ 1,2] -triazolyl)-stilbene~2,2' ,5"'-trisulfonie acid 
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. Similarly to X is obtained_the acid di-Na 
Sen be Pani sock (denaceehon a2 ~triazolyl)- 
stilbene-2, 2' ,6"-trisulfonic acid (XII) which is 
isolated in pure form after conversion of the erude 
XII to the 4-acetyl derivative, recrystallization : 
of the latter from water, and saponification by ne - 
ing with 5% NaOH. Tri-Na salt of secs gg seet - 
(2-naphtho- [1,27 -triazolyl)-stilbene-2, 2', ais 
sulfonic acid is obtained Seco poe a : 

-50° in 20% idine; crystals (from wé : 

seni penne are added at 10-207 toa solut ion of 
0.04 mole XII in 400 ml water, the mixture ig stirred 
for 12 hours, diluted to 450 ml, heated to 85 » and 
there is obtained from the filtrate, after cooling, 
the tri-Na salt of hphenyl-ureido-}! -(2-naphtho- 


: b/5 
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/1,2_/-triazoly1)-stilbene-2, 2' ,6"-trisulfonic 
acid. Analogously to XI, p-nitro-benzoylation 

of XII and reduction of the resulting nitro-benzoyl 
derivative, gives the tri-Na sglt_of 4-(p-anino- 
benzoylomino)-4!-(2-naphtho- /1,2/ -triazolyl)-stil- 


bene-2,2' ,6"-trisulfonic acid. ml of aqueous 
suspension of 0.1 mole tetrazotized VIII are added 
within 30 minutes to a solution of 0.22 mole n- 
phenylene diamine in 1.7 liters water and 0.15 ml 
scda, the mixture is diluted with 500 ml water, 
stirred (10 hours) and salted out at 85° to get 
the corresponding tetra-azo-dye. The latter is dis- 
solved in 2.5 liters of water and after addition of 
ml 20% NH4OH and 0.8 mole CuSOy in 600 ml water, 
the solution is heated (95°, 30 minutes), 200 g 
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MgO, ore heated for 8 hours at 170°/8 atmospheres, 

diluted to 1 liter, 40 ml 2.5 N NaOH are added at 

60°, and from the filtrate are salted out the crude 

Na-galt of 4,4'-bis-(2" -nitro-k" -sulfo-phenylamino) - 

; stilbene-2,2'-disulfonic acid (XIII), which vields on 

' reduction according to Bechamp the corresponding 2"- 
amino-derivative (XIV). The latter is dissolved in 
8CO ml water, acidified with 100 ml 10 N HCl, there 
are added dropwise 32 ml 2.5 N NaNO, at 10°, and there 
is separated the Na-salt of 4,4'-bis-(1-benzotriazoly1) 
~stilbene-2, 2',5",5"'-tetrasulfonic acid (xv). 1- 
nethyl-benzotriazole, MP 45°, and 2-methyl-benzotria- 
zole, BP 1029/15 mm, are obtained by the previously 
described method (Krollpfeiffer F. et al., Liebigs 
Ann. Chem., 1935, 515, 113). 0.05 mole sulfanilic 
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acid (XVI) in 120 ul alcohol and 40 nl pyridine 
are boiled for 30 ninutes with 0.05 nole O-nitroso- 
acetanilide and 80 nl glacial CH3COOH, 2-- ml of 
liquid are driven off by stecn aPstiliation, the 
residue is boiled (1 hour) with 150 nl 40% NeoH, 

the resulting dyestuff is filtered off by suction 

and oxidized with an excess of NaOCl at 80°, to get 

1 g of No-salt of 2-phenyl-benzotriazole-4!-sulfonic 
acid, crystals (fron water). By an analogous sec- 
quence of reactions, as in the case of XIII - XV, 
there is obtained from 2-nitro-chlorobenzene and 
oniline, the Na~salt of Llaphenyl-benzotriazole~5- 
sulfonic acid. A solution of 0.2 mole Na-salt of 

XVI in 300 nl water is mixed with 120 nl 20% CligCOONs , 
a solution of 0,2 nolo 2,4-dinitro-chlorobenzené in 
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are distilled off, 650 ml water are added, and the 
batch is acidified with 60 ml HCl (acid). The mono- 

- sulfonic acid is filtered off by suction, dried at 
110°, sulfonated (115-1207, 4 hours) in 200 g 
100% H,S0,, and ther is isolated the di-~Na solt of 2- 
xenyl-nophtho- / 1,2- -triazol-6,4"(7}-disulfonic acid 
¢XIX). The dyestuff obtained by coupling of 0.05 mole 
diazotized 4-anino-}! -methoxy-diphenyl with 0.055 
mole III in 2 liters of water ani 200 ml pyridine, at 50°, 
is satted out after distilling off the pyridine, oxi- 
dized with CuSO, in aqueous pyridine, and salted out to 
get 22 g of di-Na salt of 2-(" -methoxyphenyl) -naphtho- 
G22 -triazole-6,8-disulfonic acid. The dyestuff 
from 0.01 mole 4'-chloroxenyl-diazonium chloride and 
0.012 mole III in 200 ml 30% pyridine) is oxidized 
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without isolation. The Cu-salt of the product is 
dissolved in 150 ml water and 50 ml HCl (acid), 

and salting out yields 4 g of di-Na salt of 2- 
(4""-chloroxeny1) -naphtho- / 1,2/ -triazole-6, 8- 
disulfomic acid. The dyestuff obtained fron 0.02 
mole diazotized 4-amino-diphenyl-3-sulfonic acid 
and 0.022 mole III in CH CCONa solution is isolated 
/ and yields ?7/ 1.3 g Na-salt of 2-xenylnaphtho- 

Oe a] -triadehe-6,3' -disulfoate acid. Dyestuff 
(from 0.06 mole diazotized 4-anino-4' -acetylamino- 
diphenyl-3-sulfonic acid and 0.1 mole VII in NaHCO ; 
solution) is isolated by salting out and oxidized with 
CuSOy in pyridine, and the acetyl is split off by 
boiling with 10% HCl to get 34.2.g¢ di-Na salt of 
2-(4"-amino-xenyl)-naphtho- /1,2 }-triazole-6,3'-di- 
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sulfonic acid (XX, the acid); with (CH;CO),0 in 
NaHCO: solution at 40° it forms the acetyl deriva- 
tive Which was analyzed as the Ba-salt, CyyH,¢07Ny 
S7Ba .4H0. p-Methoxybenzoyl-, phenacetyl- and 
phenoxy-acetyl-derivatives of XX are obtained by 
acylation with the corresponding acid chlorides in 
20% aqueous pyridine at 40-80" and were analyzed 
as the Ba-salts. 


IV. Investigated were the changes in color and F 
brought about by introduction of amino-,. methoxy- 
and sulfo-group in the derivatives of 2-phenyl~ 
naphtho- /1,2/-triazole. Introduction 6f anino- 
group in position 4' or 2' of the phenyl residue 
causes @& bathochromic shift in color and F. An 
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anino group in position 3' does not alter the 

color and causes only a bathochromic shift in F. 
Introduction of o single sulfo-group in position 

4, 5, 6, 7 and 8 of the naphthalene ring produces 
no substantial effect on either color or F. Intro- 
duction of an additional sulfo-group causes a batho- 
chronic shift in color and F. A sulfo- or a methoxy- 
group in position 2' decreases the F, while in 
position 3' it induces a hypsochromic shift in ab- 
sorption, with no change in F. The paper includes 
ultraviolet spectra of the compounds that were 
prepared, and data concerning their F and color. 

0.1 mole diazotized XVI are added at 15% to a sus- 
pension of 0.11 mole of 2-naphthylamine (XXI) in 

100 ml pyridine, the mixture is poured in 1 liter 
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of water, stirred for 12 hours, salted out with 
NaCl, acidified with HCL (to Congo) to get the dye; 
the latter is oxidized in 2 liters of water (90 
95°, NaOCl) ond salted out to get 25.8 g of Na- 
salt of 2-phenylnaphtho- /1,2_/-triazole-}' -sulfonic 
acid. The dyesture / from 0.05 mole 4-oxalyl- 
anino-aniline-3-sulfonic acid (XXII) and 0.055 nole 
xxI_/ is dissolved in 400 ml water and 100 ml con- 
centrated NHyOH and oxidized (90°, 0.1 nole CusOy 
in NHyOH), the resulting triazole is saponified by 
boiling (3 hours) with 400 ml 2.5 N NaOH, the pro- 
duct is extracted with water to get 11.2 g Na-salt 
of 2-(4!'-aninophenyl)-naphtho-~ 1,2] -trazole-3'- 
sulfonic acid (from 40% pyridine). Coupling of 
O.i nole diazotized 4-nitraniline-2-sulfonic acid 
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with 0.11 mole XXI, oxidation of the resulting 

dye, the sane as in the preceding experiment, and 
reduction of the resulting nitro-triazole, according 
to Bechamp, yields _18 g of Na-salt of 2-(4'-amino- 
phenyl) -naphtho- /1,2/ -triazole-2'-sulfonic acid. 
Coupling of 0.1 mole diazotized p-nitraniline, at 
15°, with a solution of 0.11 mole Na-salt of 1- 
naphthylamin-3-sulfonic acid in CH2CCCNa solution, 
oxidation (90-957, NaCCl), salting out, and Dechamp 
reduction of the nitro-derivative, yields 6.6 g 

of technical Na-salt of 2-(4'-aninophenyl)-naphtho- 
/1,2/ -triazole-4-sulfonic acid. Analogously 
were prepared the Na-salts of_the following acids: 
2-(4' -aninophenyl)-naphtho- /1,2/ -triazole: 5- 
sulfonic, 6-sulfonic, 7-sulfonic, 8-sulfonic, 6,8- 
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disulfonic, 4,7-disulfonic, and_also the Nao-salts 
of 2-(2' -aninophenyl)-naphtho- , 1,2] -trigzole- 
T-sulfinic, 2-(3'-aminophenyl)-naphtho- /:,2[ - 
triazole-7-sulfonic, 2-(3'-aminophenyl)-naphtho- 
/1,2/ -triazole-6,8-disylfonic, 2-(4' -amino-2! -: 
methoxyphenyl)-naphtho / 1, "/ -triazole-6-sylfonic, 
and 2«(2',4' -phenylene-dianino)-naphtho- /; 1,2/- 
triazole-6-sulfonic. 0.1 mole diazotized XXII are 
added dropwise at. 15% to a solution of Na-salt of 
VII and 50 g .CH;COBNa in l-liter of water, the 
mixture is stirred for 12 hours, heated to 107, 
made alkaline to Brilliant Yellow, and salted out to 
separate the dyestuff, which is then oxidized in 
500 ml water (90-95', 0.2 mole. CuSO, in .NHYOH). 
The Cu-salt thus obtained is boiled (5 hours) with 
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hyd: ~triaziny1-(2" )-emino-phenyl / -nephto- 
/1,2/ -triazole-6,8-disulfonic acid (XXV) are 


characterized by © strong bleaching effect on cellu- 
lose, but they are of low fastness to light. Acy-_ 
lation of the amino-group of the phenyl residue, 

in position 4 or 3', produces a hypsochronic 
shift in F-color while the absorption itself is not 
altered. The paper includes ultraviolet spectra. 
of absorption of the prepared substances, data on | 
their F on cellulose in acidic and alkaline medin, 
bleaching effect on cotton, and their relative sub- 
stantive properties. 0.03 mole (CH3C0)z0 are 
added ropwise to a solution of 0.01 mole Na-salt of 
2-(3'~aminophenyl)-nayhtho- /1,2/ -triazole-6,8-, 
disulfonic acid in 30 ml water and 24 ml 2.5 N 
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solution of 0.1 mole Na-salt of VII and 50 g 
CH3COONa in 700 ml water. The batch is stirred 
(3 hours), salted out, and the resulting dyestuff 
is oxidized in 300 ml 20% pyridine with 0.18 nole 
CuSOy in 200 ml water, to get 35 g of Na-salt of 2.(\! 
-acetaminophenyl)-naphtho- / 1,2/ -triazole-6,3'- 
| disulfonic acid; Ba-salt Cy Hy 2. 07 NyS Ba «4H; 0. A 
suspension of nono-No salt of 2={h eantinophenyl)- 
naphtho- /1,2/ -triazole-6,8-disulfonic acid (XXVI) 
in 2 ml diethyl aniline and 8 ml C,H,COC1 is 
heated for 15 minutes to a boil, then 6 g Na,COz 
in 250 ml water are added to the solution, the si 
diethyl aniline id distilled off with steam, and the 
residue is salted out to get 2.3 g of XXIII. 3 ml 
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of phenyl isocyanate are added to 0.01 mole XXVI in 350 
- ee al; 30!, ‘the mixture is stirred (7 hours), the 
residue is filtered off by suction at 85°, and salting 
out yields 5.5 @ XXIV. 2.4 g cyanuric chloride in 

10 ml acetone are added dropwise to 0.01 nole XXVI in 
35 ml water, at 0-39, then k ml 2.5 N Na, C03 are added 
(1 hour), the batch is ‘cooled to 10°, 30 nl 25% NHyOH 
are added, the batch is allowed to stand for 15 hours, 
and is then heated,to 70% and salted out to: get'6 g of 
a@i-Na salt of 2-/ 4'(k" -anino-6" -tydroxy-triazinyl~ — 
(2")-arino) <phenyh | enaphtho- 41,2] -trazole-6,8-di- 
sulfonic acid. 24 g of fused m-O NC COCl. are added 
to 0.1 mole XXVI in 500 ml water and 50 ml pyridine, 

at 60-70", the mixture is stirred for 25 minutes, the 
resulting nitro-compounds ere reduced according to 
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ABSTRACT : The authors have synthesized the Na salts of 
a number of bis- and tris-triazolesulfonic acids 
(I-¥) and have determined their brightening ef- 
fect, fastness to light on cotton yarns, and 
directness. The starting materials used in 
the synthesis were derivatives of 5S-aminobenzo~ 
@ triazole (VI), obtained by the oxidation of 
azo dyes~ following coupling of the diazo 
compounds of aniline, sulfanilic acid, or 
naphthionic acid with m-phenylenediamine, The 
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DSTR : acteristic properties of I-V were deter- 

merge : niuee by methods described earlier (RZhKbin, 
No 24, 1958, 81695) (the compound, hue of the 
compound's fluorescence on cellulose, the 
relative directness factor Rp expressed in 
terma of the distance from the spot formed by 
the test compound relative to that of the spot 
formed by the standard (4 4? -bia-(2-naphtho- 

(1,2)-triazolyl)-3,3' -dichlorodiphanyltetra- 

sulfonate-6''!,8'',6''',8''' of sodium) during 
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@ paper chromatography, and the brightening effect 


i 7 blue-~ 
on cotton are given in that order): I, 
viole~(BV), 0.2, 2; II, BV, 0.16, 2; III, blue- 
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ABSTRACT 


BV, 0.36, l-2; IV, blue-BV, 0.07, 2; V, BY, 

0.03, 2-3, The light~fastness of I-V on cotton 
fibers is greater *ban that of bie-triazoles 
based on p-phenylenediamine, benzidine, and 
similar compounds but less than that of deriva- 
tives containing a stilbene residue. The bright- 
ened yarn shows an insignificant tendency to 
yellowing on exposure to light. I is synthesized 
from the diazotized Na-salt of 2-(4'-asulfophenyl) 
VI (0.03 mol) which is added dropwise (30 min) 
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ABSTRACT : in the form of a suspension to a solution of 


0.033 mol of sodium 2-naphthylamino-5-sulfonate 
(VII) in 150 ml water together with 100 ml 20% 
CH, COOH. After stirring for 1 hr the mixture 
is heated to 80° and made alkaline with 10 gms 
soda. The dye is salted out with 50 gua NaCl, 

© dissolved in 300 ml water, 20 ml 20% NH, , and 
40 ml Cy HyN, and oxidized at 80-90° with an 
ammoniacal solution of 0,12 mol CuSO,; salting | 
out gives 15 gms of I dihydrate. II iesynthe- 
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AUTHOR 
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TITLE 

ORIG. PUB, 

ABSTRACT sized from diazotized 2-phenyl-VI (0.02 mol) 


and 0.024% mol Na 2-naphthylamino~5,7-dieulfonate 
with- the addition (3 brs) of 100 ml 2.5 N Ne, CO,. 


The dye is salted out with 70 gms NaCl from 

the mixture heated to 70°; following salting out 
the dye is dissolved in 200 ml water and oxidized 
at 70° with NaQCl solution until the color dis- 
appears, The product ie salted ont and precipi- 
tated twice with alcohol from aqueous sclution 

to give the dihydrate of II, yield 2 gms, IIT 
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Abs Jour: Ref Zhur-Khin., No 11, 1959, 38630. 


has also yielded an orange dye, Cz gH, 20 g (Vv), of un 
determined structure which, however, is not 1',8' -dihydroxy- 
fluorane (VI) or 1',6' ~dyhydroxyfluorane (VII) ond 3,6- 
dihydroxy-9,9-diicthylxenthene (VIII). The coxzpounds 
described in the literature (N. N. Ghatak and §. Dutt, 

J Indion Chen Soc, 6, 465 (1920); M. Doiinikievicz, 
Rocznili Chem, 10, 867 (1930))os VI end VIT in reality 
are unpurified I. The substance VITI is identical 

with an earlier synthesized substance (Mayer, Der, 

4O, 1451 (1907)) to which on incorrect structure has 

been assigned. 100 rl of ML are diluted with 350 mt 
water, the solution is extracted with ether, and the 
aqueous layer is evaporated; 2.5 gs I, 0.2 ou II, 1.5 gq 
Tit, and small a:nounts of IV are obtained. Fron 60 ms 


: o/h 


APPROVED FOR RELEASE: 09/19/2001 CIA-RDP86-00513R000617910001-6" 


ARH 


APPROVED FOR RELEASE: 09/19/2001 


CZ2ECHOSLOV/KIA/Organie Choriistry. Organic Synthesis. 


“bs Jour: Ref Zhur-Khin., No 11, 1959, 38630. 


SF reprecipitated with dil (1: 1) NCL from alkaline 
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V (mp 360°, decom; fron C§igN) are obtained by frac- 
tionation; the diacetyl derivative (DD) of V has an 
mp of 2gh-296° (fron ethyl acctate-cic); dibenzoyl 
derivative (DBD) 1 299-300° (fron 1 : h Cellgi~ale). 
1 gm VII is also obtained, mp 305° (fror 50s; ale), 

Rp 0.98, DAD rm 200-20} (fron ethyl acctate), DBD 

mp 201-204° (fron ale). The alkeline extract yields 
VIII, mp 226.5° (fro: dil ale). VIIT has been syn~ 
thesized in yields of 13.6-15 As by heating (140 ; 

6 hrs) 500 gms IIT with an equel amount of ZnClz and 
diluting with 800 ml voter and 100 ml alc. VIII is 
obtained in 78.5% yield by the slow heating of 110 gs 
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TIT with 58 cus acctone and 110 pas anClz (140°), 
continuing the heating for 6 hrs when the reaction 
temperature has been reached, and diluting with 
200 m2. ale; DAD inp J51.5+152.5° (from alc) » DBD 
tp 185.5-186.5° (from ethyl acctate); the ainethyl 
ester of VIII (VIIIc) (preparca by treatin; with 
(CI3)2804 in 2.5 N Neo!) is obtained in $2.56 yiela 
(ertde), BP 160-185°/0.8 mn, mp 88-900 (fron ale); 
the dinitroderivative of VIII, mp 268° (fro: alc) 
is obtained in 863 yicla by refluxing with 1045 INO, ; 
the mononitro derivative of VITIa, mp 151-153 
from Jil alc), is obtained by refluxing: VIIIe with 
5 TNO}. VI was not synthesized; V and VII do not 


dye wool. ALL nelting point temperatures are cor- 
rected. == J. Kovar. 
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Title : Oxidimetric Determination of Malachite Green 
with Cerium(4+) Sulfate. 
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Abstract - The new method of quantitative determination of 
malachite green (I) consists in potentionetric titration of 
the correspondin garbinol (IT) with an oxidizing agent -- 

a solution of Ce (SO, )o- In the course thereof I is oxidized | 
to diphenoquinone-(},4!)-bis-dimethyl immonium and benzoic | 
acid, Commercial I is first converted to II to separate it 
from oxidizable admixtures, for example (COOH),. The method 
ds suitable for analysis of brilliant green {III}, which 
need not be converted to the II. To a solution of 0.5 g I in 
100 mL water are added 10 ml 1 N solution NaOH, precipitate 
of II is filtered off after 20 minutes on a G3 filter, 

washed with 20 ml 0.1 N solution NaOH, dissolved in 50 ml 
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Han’, Otto. Reduzierende zufallige Transformationen. 
~—<Taecstorak Math, J. 7(82) (1957), 154-158. (Rus- 
sian summary) 

The following is the main result of the paper. Consider 
an abstract space Q with a g-algebra S, and also a com- 
plete, separablé metric space XY, Let 7° be a reducing 
meastirable transformation from Qx X onto X, choose a 
generalized stochastic variable £1(w) with values in X, and 
form gy+1(w)=T[w, &u(w)]. Then the sequence g;(w), 
&2(m), --+ converges to a generalized stochastic variable, 
which is the fixed point associated with T. This theorem i 

CG 1s applied io the study of integral equations of Fredholm i 
y type. : '  U. Grenander (Providence, RI). “: 
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of Determination of absorption ; 
Milo§ Hausa (Research Inst. Vacuum Technol., Prague), 2; 
: Haletchi=Lishy-8;"358-Ul{ 1000). A. ticthod 1s described . 


: . 7 ea 
Hor the detn, of the absorption spectrum of glasses trnns- pe ‘ : : 
mitting ultraviolet light by means of a quartz emission spec- ~ & Be a 
Atrograph. The spectrum of a W electrode is photographed °.. 

through a series of Pt filters of kmown absorption and - 
through the sample. The absorption of the samplz Is detd. — * 
‘by Hnear interpolatlon—a valld assumption unless the oo *. 
blackening {s very small.or very large. The method‘ iy © | 
applied to KMn0, soln., Cl gas, reflection spectra of thin © ye 
metal layers (Al, Cu, Mg, Si, Ni, Ag) ov glass, and nbsorp- ©: .: 
‘tion spectra of CaF, rmby, quartz, Rose'de Francs (sic), (: + 
jand sapphire. The results are compared tc those obtained . 

iby mears of older methods involving variation of the conen. : 

for the exposure time. The present method {s much more 
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